Synthesis of diethyl 9H-carbazole-3,6-dicarboxylate (2)
3,6-dibromocarbazole (1) (25.0 g, 80 mmol) was dissolved in 1 L of dry THF. The solution was cooled to -78 °C and n-BuLi (32 ml, 2.5 mol/l, 80 mmol) was added via a syringe pump. After stirring for 20 min chlorotrimethylsilane (10.2 ml, 80 mmol) was added. Afterwards the cooling bath was removed and the mixture was allowed to stir at room temperature for 1 h. The reaction mixture was recooled to -78 °C and t-BuLi (190 ml, 1.7 mol/l, 320 mmol) was added via a syringe pump. The cooling bath was removed and the mixture was stirred for 3 h during which it was allowed to warm up to 0 °C. Subsequent addition of dry CO 2 gas was followed by the precipitation of the raw carbazole acid with 2 M hydrochloric acid. The precipitate was filtered off and thoroughly washed with water. The solid was suspended in 1 l of ethanol. After the addition of 3 ml of concentrated H 2 SO 4 the mixture was refluxed for 24 h. The solvent was removed and the resulting solid dissolved in ethylacetate. The solution was washed with saturated sodium bicarbonate solution until it displayed a neutral pH. After removing the solvent the raw product was purified using flash chromatography (dichloromethane/ethylacetate 15:1).
Synthesis of diethyl 9-(4-(ethoxycarbonyl)phenyl)-9H-carbazole-3,6-dicarboxylate (3)
A Schlenk flask was charged with diethyl 9H-carbazole-3,6-dicarboxylate (2) (6.0 g, 19.3 mmol), ethyl-4-iodobenzoate (6.4 g, 23.1 mmol), copper(I) iodide (375 mg, 1.9 mmol), L-proline (444 mg, 3.9 mmol) and K 2 CO 3 (533 mg, 3.9 mmol). After adding 50 mL DMSO the resulting suspension was degassed in vacuum (10 -3 mbar) for 30 min. The flask was backfilled with argon and heated to 90 °C for 3 d. The reaction mixture was poured into water and extracted with dichloromethane. The combined organic phases were dried over MgSO 4 and the solvent was removed afterwards. The solid residue was purified using flash chromatography (n-hexane/ethylacetate 3:1). 
Yield

Synthesis of 9-(4-carboxyphenyl)-9H-carbazole-3,6-dicarboxylic acid (4)
Diethyl 9-(4-(ethoxycarbonyl)phenyl)-9H-carbazole-3,6-dicarboxylate (3) (5 g, 10.9 mmol) was dissolved in 100 mL THF. After the addition of 100 mL methanol and 50 mL of 2 M KOH solution the resulting mixture was stirred at a temperature of 60 °C for 24 h. The organic solvents were removed and the remaining basic solution was neutralized. The precipitated solid was filtered off and was washed thoroughly with water. 
Synthesis of ethyl 4'-iodo-(1,1'-biphenyl)-4-carboxylate (5)
An oven-dryed flask was charged with 4,4'-diiodobiphenyl (20 g, 49.26 mmol) under argon atmosphere. The solid was dissolved in 500 mL of dry THF and the resulting solution was cooled down to 0 °C. Commercial isopropyl magnesium chloride solution (2M, 25 mL, 50 mmol) was slowly added using syringe pump. While stirring the reaction for an hour, the mixture was allowed to warm up to room temperature. Subsequent addition of dry CO 2 gas was followed by the precipitation of the raw acid with hydrochloric acid (2 M, 500 mL). The solid was filtered off and washed thoroughly with water. Subsequently the raw acid was suspended in 500 mL of ethanol and 3 mL of concentrated H 2 SO 4 were added. The mixture was refluxed for 24 h. After completion of the reaction the solvent was removed and the solid residue was taken up dichloromethane and was washed with aqueous NaHCO 3 solution to remove the sulfuric acid. After drying of the organic phase the solvent was removed. The resulting raw product was purified by flash chromatography (DCM/n-hexane 1:1).
Yield: 12.66 g (36 mmol, 73 %).
Elemental analysis for C 15 H 13 IO 2 : calculated: C: 51.16 %, H: 3.72 %; found: C: 51.12 %, H: 3.68 %. 
Synthesis of diethyl 9-(4'-(ethoxycarbonyl)-[1,1'-biphenyl]-4-yl)-9H-carbazole-3,6-dicarboxylate (6)
A Schlenk flask was charged with diethyl 9H-carbazole-3,6-dicarboxylate (2) (6.0 g, 19.3 mmol), ethyl 4'-iodo-(1,1'-biphenyl)-4-carboxylate (5) (8.14 g, 23.1 mmol), copper(I) iodide (375 mg, 1.9 mmol), L-proline (444 mg, 3.9 mmol) and K 2 CO 3 (533 mg, 3.9 mmol). After adding 70 mL DMSO the resulting suspension is degassed in vacuum (10 -3 mbar) for 30 min. The flask was backfilled with argon and heated to 90 °C for 3 d. The reaction mixture was poured into water and extracted with dichloromethane. The combined organic phases were dried over MgSO 4 and the solvent was removed afterwards. The solid residue was purified using flash chromatography (toluene/ethylacetate 7:1).
Synthesis of diethyl 9-(4'-carboxy-[1,1'-biphenyl]-4-yl)-9H-carbazole-3,6-dicarboxylic acid (7)
(5 g, 9.3 mmol) was dissolved in 150 mL THF. After the addition of 150 mL methanol and 100 mL of 2 M KOH solution the resulting mixture was stirred at a temperature of 60 °C for 24 h. The organic solvents were removed and the remaining basic solution was neutralized. The precipitated solid was filtered off and was washed thoroughly with water. 
Yield
Synthesis of Cu 3 (CPCDC) 2 (DUT-75)
9-(4-carboxyphenyl)-9H-carbazole-3,6-dicarboxylic acid (4) (1.0 g, 2.66 mmol) Cu(NO 3 ) 2 ·3 H 2 O (1.03, 2.66 mmol) were dissolved in 90 mL of a mixture of DMF and ethanol (1:1). After the addition of 10 mL (175 mmol) glacial acetic acid the resulting solution was divided in portion of 10 mL each the are and transfered into Pyrex ® tubes and heated to 80 °C for 2 d. After cooling the reaction mixtures the crystals were collected in a single vessel. The combined solid was washed thoroughly with fresh solvent and afterwards exchanged with dry acetone. The exchanged crystals were dryed using supercritical carbon dioxide. For the determination of the yield, dryed DUT-75 was heated to 180 °C in vacuum for two days. 
Synthesis of Cu 3 (CBCDC) 2 (DUT-76)
9-(4'-carboxy-[1,1'-biphenyl]-4-yl)-9H-carbazole-3,6-dicarboxylic acid (7) (1.0 g, 2.21 mmol)Cu(NO 3 ) 2 ·3 H 2 O (0.92 g, 3.54 mmol) were dissolved in 190 ml of a mixture of DMF and ethanol (1:1). After the addition of 10 mL (175 mmol) glacial acetic acid the resulting solution is divided in portion of 10 mL each the are and transfered into Pyrex ® tubes and heated to 80 °C for 2 d. After cooling the reaction mixtures the crystals were collected in a single vessel. The combined solids were washed thoroughly with fresh solvent and afterwards exchanged with dry acetone. The exchanged crystals were dryed using supercritical carbon dioxide. For the determination of the yield dryed DUT-76 was heated to 180 °C in vacuum for two days. 
Yield
Crystal Structure
The single crystals of DUT-75 and DUT-76 were transferred in a glass capillary (0.3 mm) with some amount of solvent. The capillaries were sealed with melted wax. The datasets were collected at BESSY MX BL14.2 beamline of Helmholtz Zentrum Berlin für Materialien und Energie. [1] All diffraction experiments were performed at room temperature using the radiation with energy of 14 kEv (λ = 0.88561 Å). The φ-scans with oscillation range of 1° were used for data collection. The datasets were processed using CCP4 software. [2] Both crystal structures were solved by direct methods and refined by full matrix least-squares on F 2 using SHELXTL program package. [3] All non hydrogen atoms were refined in anisotropic approximation. Hydrogen atoms were refined in geometrically calculated positions using "riding model" with U iso (H)=1.2U iso (C). In the crystal structure of DUT-76, the C7 and C8 atoms are disordered over two equally occupied positions. Because of the high symmetry of the crystal system, it was not possible to localize the lattice solvent molecules in the pores. Therefore, the SQUEEZE procedure was used to correct reflection intensities corresponding to disordered solvent molecules. [4] This results in 1363 electrons per unit cell for DUT-75 and 2541 electrons per unit cell for DUT-76. CCDC-982441 and CCDC-982442 contain the supplementary crystallographic data for DUT-75 and DUT-76, respectively. These data can be obtained free of charge from the Cambridge Crystallographic Data Centre via www.ccdc.cam.ac.uk/data_request/cif. Limiting indices Figure S1 . Comparison of powder X-ray diffraction patterns of DUT-75: theoretical pattern (black), as made material (red), supercritically dried material (blue). 
X-ray Powder Diffraction Data
Physisorption Data
The course of action suggested by Rouquerol and Llewellyn for analyzing sorption data to obtain the apparent surface area from application of the BET-theory goes as follows. Starting from the linearized form of the BET-equation the term n a (p 0 -p) is plotted against the relative pressure p/p 0 .
n a -adsorbed volume ; n m -adsorbed volume equivalent to a monolayer; C -BET-constant
The data analysis should be limited to the pressure range were the term n a (p 0 -p) increases with increasing p/p 0, because in this range the isotherm has not yet reached saturation. For DUT-75 this range ends at p/p 0 =0.113 ( Figure S3 ). The first step in both TG curves is due to adsorbed moisture from ambient air because the samples have to be transferred from the glove box to thermal analyzer in ambient conditions.
